The only efficient method for the isomerization of propargyl thiocyanates to allenyl isothiocyanates of type 2 was developed by using flash vacuum pyrolysis (FVP, flow thermolysis at high temperature and reduced pressure, Fig. 1 ). 1 The resulting cumulenes were reacted with different types of oxygen-, carbon-, nitrogen-, and sulfur-containing nucleophiles to generate thiazoles substituted at the C-2 position. 2, 3 Although allenyl isothiocyanate 2 is extremely reactive, and can be attacked by 4-nitro-1H-imidazole 1 via nitrogens N-1 or N-3, only one product is formed regioselectively in 68% yield after a treatment of the starting material 1 with a solution of 1.5 equivalents of the allene 2 in DMF for 5 days at room temperature. 4 The possible structures of 3 and 4 cannot be easily distinguished by NMR spectroscopy. Fortunately, a sample of compound 3 was obtained in the crystalline form (mp: 148 -150˚C) and could be subjected to a diffraction analysis, as shown in Fig. 2 . The formation of this compound, 5-methyl-2-(4-nitroimidazol-1-yl)thiazole, might be mainly controlled by the electronic effect of the nitro group, which can affect the nucleophilicity of both nitrogen atoms, in addition to a steric factor. The regiochemistry of other products from 1 and electrophiles, e.g. the synthesis of 1-methyl-4-nitroimidazole or 1-methyl-5-nitroimidazole, was controversially discussed in the literature 5 because a sure structure assignment based on an Xray diffraction analysis is missing in this case.
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Compound Table 1 . The data sets used to determine the crystal structure of 3 were collected on an Enraf Nonius CAD4 diffractometer at -60˚C using Mo-Kα radiation (λ = 0.71073 Å). Reflections were collected in the omega scan modus. The structure was solved by direct methods using SHELXS-97 6 and was refined by full-matrix least-squares procedures on F 2 , using SHELXL-97. 7 The positions of the hydrogen atoms were taken from the difference Fourier maps and refined isotropically.
The molecular structure and the atomic numbering scheme of 3 are shown in Fig. 2 .
The atomic coordinates and equivalent isotropic displacement parameters for non-hydrogen atoms are listed in Table 2 ; selected bond distances (Å) and bond angles (˚) are given in Table 3 .
The 1 H and 13 C NMR spectra of compound 3 obtained with a broadband spectrometer (Gemini 2000 from Varian), the IR spectral data recorded with a FT-IR-spectrometer (IFS 28 from BRUKER) as well as the elemental analysis data measured with a Vario El analyzer (from Elementar Analysensysteme GmbH) supported the chemical structure of 3.
The X-ray diffraction data of compound 3 revealed the bond lengths of N(11)-C(21), N(25)-C(21), S(22)-C(21), and C(23)-C(24) to be 1.410(2), 1.284(2), 1.7217(17), and 1.354(3)Å, respectively. These data are consistent with the expected values of the single and double bonds. Moreover, the angles of N(25)-C(21)-S(22), C(21)-S(22)-C(23), and C(21)-N(25)-C(24) were found to be 116.86(14), 88.46(9), and 108.92(15)˚. Further, the hybridization at carbons C(21) and C(23) was found to be sp 2 ; the sum of angles were 360.0(24) and 360.0(27)˚, respectively. The two rings are nearly planar and the torsion angle between them is only 2.35˚. Fig. 2 Molecular structure of 5-methyl-2-(4-nitroimidazol-1yl)thiazole 3 with the atom numbering scheme. The thermal ellipsoids are drawn at the 50% probability level. 8 Table 2 Atomic coordinates (× 10 4 ) and equivalent isotropic displacement parameters (Å 2 × 10 3 ) for 3. Ueq is defined as one third of the trace of the orthogonalized U ij tensor Atoms
x y z U eq Standard deviations are given as the last significant figure(s) in parentheses. Table 3 Bond lengths (Å) and angles (˚) for 3
Standard deviations are given as the last significant figure(s) in parentheses.
